o-Silylaryl triflate 3a and 3c was prepared according to the reported procedures.
Keto-dioxinone 7e
To a solution of 1,1,1,3,3,3-hexamethyldisilazane (4.35 mL, 21 .0 mmol) in THF (42 mL) was added dropwise n BuLi (1.55 M in hexane, 13.5 mL, 20.9 mmol) at -78 °C. After stirring for 30 min at 0 °C, the reaction mixture was cooled to -78 °C, to which was added dropwise dioxinone S2 (2.35 g, 15.0 mmol) in THF (5 mL). After stirring for 1.5 h at this temperature, Et 2 Zn (1.06 M in hexane, 20.0 mL, 21.2 mmol) was added over 10 min, and the stirring was continued for 25 min. The mixture was allowed to warm up to -20 °C, to which was added portionwise imidazole S1 (2.02 g, 18.3 mmol). After stirring for 1 h at -10 °C, the reaction was quenched by adding 1 M aqueous HCl until pH 1-2, which was extracted with EtOAc (x3). The combined organic layer was washed with brine, dried (Na 2 SO 4 ), and concentrated in vacuo. The residue was purified by flash column chromatography (silica gel, hexane/EtOAc = 2/1) to afford keto-dioxinone 7e (1.27 g, 43%) as colorless oil. Unreacted S2 was recovered (1.01 g, impure, ca. 43%) as yellow oil. δ 12.9, 24.5, 25.4, 28.4, 51.6, 94.8, 107.0, 160.7, 168.9, 203.7; IR (neat) 2997 IR (neat) , 1723 IR (neat) , 1632 IR (neat) , 1458 IR (neat) , 1392 IR (neat) , 1273 IR (neat) , 1204 IR (neat) , 1004 199.0961.
Synthesis of 2-naphthol 5 and 1-naphthol 6
A flame-dried two-necked flask charged with 18-crown-6 (166 mg, 0.628 mmol) was evacuated (1 mmHg) at room temperature for 1 h, to which were added o-silylaryl triflate 3a (95.3 mg, 0.319 mmol) and diketoester 4 (33.3 mg, 0.211 mmol) in THF (10.5 mL). To the mixture was added KF (35.9 mg, 0.618 mmol), and stirred for 5 h at room temperature. The reaction was quenched by adding saturated aqueous NH 4 Cl, and the mixture was extracted with EtOAc (x3). The combined organic layer was washed with brine, dried (Na 2 SO 4 ), and concentrated in vacuo. The residue was purified by PTLC (hexane/CH 2 Cl 2 = 1/1 x2) to afford 2-naphthol 5 (2.9 mg, 6%) and 1-naphthol 6 δ 17. 7, 52.6, 110.2, 116.5, 123.9, 125.5, 127.1, 127.7, 128.4, 136.6, 139.7, 154.6, 171.4 ; IR (ATR) 3360, 2955, 1702, 1621, 1603, 1439, 1344, 1280, 1220, 1142, 1015 δ 24. 5, 52.1, 106.3, 120.7, 123.7, 124.0, 125.0, 126.4, 129.6, 135.0, 136.1, 162.6, 173.2; IR (ATR) 2952 , 2928 , 1646 , 1580 , 1441 , 1401 , 1349 , 1268 , 1154 , 1013 
Synthesis of ketone 9
A flame-dried two-necked flask charged with 18-crown-6 (164 mg, 0.620 mmol) was evacuated (1 mmHg) at room temperature for 1 h, to which were added o-silylaryl triflate 3a (91.1 mg, 0.305 mmol) and keto-dioxinone 7a (36.7 mg, 0.199 mmol) in THF (10 mL). To the mixture was added KF (35.5 mg, 0.611 mmol), and stirred for 7 h at room temperature. The reaction was quenched by adding water, and the mixture was extracted with EtOAc (x3). The combined organic layer was washed with brine, dried (Na 2 SO 4 ), and concentrated in vacuo. The residue was purified by PTLC (CH 2 Cl 2 ) to afford ketone 9 (33.5 mg, 65%) and keto-dioxinone 10 (5.5 mg, impure, ca. 11%) both as a white solid. Trace amount of naphthalene 8a was observed in a crude 1 H NMR. 38.2, 93.4, 106.7, 127.9, 130.4, 132.3, 132.8, 134.0, 137.0, 161.5, 171.4, 200.5; IR (ATR) 3000, 1712 , 1678 , 1632 , 1573 , 1391 , 1288 , 1248 , 1200 , 1168 , 1010 
1) Methanolysis of naphthalene 8a
To a solution of naphthalene 8a (31.4 mg, 0.130 mmol) in MeOH (1.3 mL) and THF (1.3 mL) was added Cs 2 CO 3 (129 mg, 0.397 mmol). After stirring for 2 h at room temperature, the reaction was quenched by adding saturated aqueous NH 4 Cl, and the mixture was extracted with EtOAc (x3). The combined organic layer was washed with brine, dried (Na 2 SO 4 ), and concentrated in vacuo. The residue was purified by PTLC (hexane/EtOAc = 2/1) to afford naphthol 5 (23.8 mg, 85%) as a white solid.
2) Intramoleculae aldol condensation of ketone 9 -Under basic condition
To a solution of ketone 9 (38.0 mg, 0.146 mmol) in MeOH (7.4 mL) was added K 2 CO 3 (41.1 mg, 0.297 mmol). After stirring for 4 h at room temperature, the reaction was quenched by adding saturated aqueous NH 4 Cl, and the mixture was extracted with EtOAc (x3). The combined organic layer was washed with brine, dried (Na 2 SO 4 ), and concentrated in vacuo. The residue was purified by PTLC (hexane/EtOAc = 2/1) to afford naphthol 5 (29.3 mg, 93%) as a white solid.
-Under thermal condition
A solution of ketone 9 (14.0 mg, 0.0538 mmol) in toluene (2.1 mL) and MeOH (0.50 mL) was heated to 110 °C in a sealed tube. After stirring for 4 h, the mixture was concentrated in vacuo. The residue was purified by PTLC (hexane/EtOAc = 2/1) to afford naphthol 5 (10.0 mg, 86%) as a white solid. 
